Abstract: Efficient hydrochlorination of 2-ethynylpyridines was achieved without the use of special reagents. Ethynylpyridine readily reacts with hydrochloric acid to form a pyridinium salt. The salt formation considerably enhances the electrophilicity of the ethynyl group and attracts a chloride ion as the counteranion. The spatial proximity facilitates the nucleophilic addition of the halide anion to the ethynyl group, producing 2-(2-chloroethenyl)pyridine in high yields. This protocol could also be applied for hydrobromination and hydroiodination using hydrobromic and hydroiodic acids, respectively. In the case of acetic acid, the reaction did not proceed because of the low acidity and lack of salt formation. This problem was overcome by exchanging the counteranion using silver acetate; the resultant pyridinium acetate underwent hydroacetoxylation. 
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O R X 3, X = I 4, X = Br I 2 (1 equiv)/CH 2 Cl 2 , rt, 10 min or CuBr 2 (2 equiv)/CH 3 CN, reflux, 5 h R Abstract: The halogen-mediated cyclization reaction of aryldiynes to produce halogenated indeno[1,2-c]chromene derivatives is described. Treatment of aryldiynes 1 with one equivalent of iodine gave iodinated indeno[1,2-c]chromenes 3 in good chemical yields. When two equivalents of iodine were employed into the reaction mixture, dimer 9 was obtained as the major products. On the other hand, reaction of two equivalents of CuBr 2 with compounds 1 gave the brominated indeno[1,2-c]chromenes 4. The DFT calculation of the iodine-mediated cyclization reactions for molecules containing methoxy, carboxy, amino, and sulfide substituents were carried out in order to understand how the substituent affects the cyclization pathway. Abstract: A facile, diastereoselective synthesis of highly substituted pyrrolidine-2,3-diones is reported, along with the one-step conversion of these heterocycles to novel b-amino acids and further functionalized derivatives. This method involves an unusually mild, one-pot, three-component cyclization/allylation followed by a Claisen rearrangement to provide unusual pyrrolidinone products that are densely functionalized and contain an all-carbon quaternary stereocenter. The reported reaction sequence is operationally simple, exquisitely diastereoselective, and provides gram-scale access to valuable heterocyclic scaffolds and b-amino acids not readily accessible via existing approaches. 
Stereoselective Synthesis of Quaternary

